On the basis of phialides born almost in parallel from their bearer and hyaline 1-celled conidia in slimy mass, the producing strain, F-2665, was considered most closely related to the genus Gliocladium4).
Isolation
The 27 liters of broth filtrate was absorbed on Diaion HP-20 and the active fractions were eluted with 50% aqueous MeOH. The active eluate was evaporated in vacuo to give a crude solid (16.2g). The solid was dissolved in 25ml of water and chromatographed on a reverses phase ODS (YMC GEL A60) column developed with a mixture of acetonitrile and 10mM pyridine-formic Table 2 . 1H and 13C NMR data of TMC-52A, B, C, and D (D2O).
Chemical shifts in ppm from sodium 3-(trimethylsilyl)-1-propanesulfonate as an internal standard. shown in Table 2 .
Structure Determination TMC-52A and B were elucidated by NMR studies involving 1H-1H COSY, HMQC and HMBC, and ESI-MS fragmentation (Fig. 2) . TMC-52A and B exhibited very similar spectral properties, differing slightly in the alkyl amine region. The sequence of the spermidine moiety was found to be transposed. The trans configuration of the epoxysuccinate moiety of TMC-52A or B was assigned on the basis of the coupling constant between H-11 and H-12 (JH-H=2.0Hz). The stereochemistry of C-9 was determined to be S by chiral TLC analysis of the acid hydrolysate.
The molecular formula of TMC-52C differs from that of TMC-52A by an oxygen. The NMR data of TMC-52C correspond well to those of TMC-52A, except for the lack of a phenolic hydroxy group. Thus, the tyrosine moiety in TMC-52A was replaced by phenylalanine in TMC-52C. Similarly, TMC-52D was revealed to be the phenylalanine analog of TMC-52B (Fig. 3) .
Biological Properties
The enzyme inhibitory activities of TMC-52A, B, C, and D vs. several kinds of proteinases are shown in Table   3 . TMC-52A, B, C, and D strongly inhibited cathepsin L, B, and papain which are included in the papain super- 
